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Description

[0001] The present invention relates to a special process for producing silica aerogels. Said silica aerogels have a
reduced ethoxy group content and can be used for thermal insulation.

[0002] By virtue of their very low thermal conductivity and material density, silica-based aerogels and xerogels find
increasing use as highly efficient insulation materials, for example in building insulation. Cost-effective production of
aerogels and xerogels is becoming increasingly important. Numerous methods for their production are known. Typically,
the starting point is waterglass (sodium silicate) or tetraalkoxysilanes (organosilicates) such as tetraethyl orthosilicate
(TEOS) and tetramethyl orthosilicate (TMOS) and less prevalently hydrophobic T-type alkoxysilanes such as methyl-
trimethoxysilane (MTMS) or methyltriethoxysilane (MTES) are used as silicon raw materials, which forminitially a silica sol
and then a silica gel.

[0003] Aerogels have inthe pasttraditionally been produced exclusively through supercritical drying, i.e. drying froma
supercritical fluid typically lower alcohols (high-temperature supercritical drying or HTSCD) and nowadays preferably CO,
(low-temperature supercritical drying or LTSCD). In the drying process, it was necessary that the critical parameters
specific to the solvent used, such as temperature and pressure, were not exceeded. The critical temperature and critical
pressure for CO, arearound 31°C and around 74 bar. Carrying outthe reaction at such high process pressure necessitates
relatively cost-intensive process control and investment on equipment for the production of aerogels.

[0004] An important breakthrough in the production of aerogels or xerogels of similar structure was achieved by
subcritical drying at standard pressure from solvent-containing, hydrophobized gels. This method is described for
example in US 5565142 A1. Such drying under subcritical conditions makes it possible to produce materials with almost
identical properties tothe supercritically dried aerogels. Inthe early years these had been named xerogels accordingtothe
classical definition, a term that is still used today for aerogels subcritically dried from solvents. Rather than the classical
definition of aerogels used based on the nature of their production, the definition based on typical material properties
(density < 0.30 g/cm3, porosity > 85%, pore size 20 to 80 nm) is instead used hereinafter. Subcritically dried materials are
thus referred to still as aerogels and not as xerogels.

[0005] WO 2012/044052 A2 relates to the preparation of optically transparent and non-transparent silica aerogel in
granular form. This is done by injecting a waterglass sol into an alcohol phase, which results in the formation ofa gel. The
gel is additionally exchanged with alcohol and hydrophobized using a silylation reagent. The gel is then dried at standard
pressure orunder reduced pressure. An essential step ofthis process is washing with ethanol, which is necessary in order
to remove the water from the hydrogel phase. Due to the use of alcohol, the resulting aerogel inevitably contains a small
amount of alkoxy groups.

[0006] WO2013/053951 A1 discloses a process for producing a xerogel that comprises the following sequence of
process steps: (a) producing an alcohol-containing sol by hydrolysis of tetraethoxysilane (TEOS); (b)-(c) gelation and
aging of the sol; (d) hydrophobizing the sol produced and aged in steps (b) and (c); (e) optional pre-drying of the
hydrophobized sol at a temperature below 80°C, and (f) complete drying at a temperature above 100°C. Such aerogels
derived from hydrolysed organosilicates also contain a significant amount of unhydrolyzed ethoxy groups.

[0007] EP 3 498 672 A1, US 2016/258153 A1, and KR 2012 0070948 A each disclose a process for producing a
hydrophobized silica aerogel, comprising the steps of preparing a hydrophobized silica comprising alkoxy groups, and
drying of the hydrophobized silica gel thus obtained.

[0008] W.J. Malfaitetal. describe in Chem. Mater. 2015, Vol 27, pp 6737-6745 characterization of surface chemistry of
various types of hydrophobized aerogels and related silica foams using NMR techniques. Thus, the samples prepared
from tetraethoxysilane (TEOS), polyethoxydisiloxane (PEDS), or waterglass precursors were hydrophobized with
trimethylsilyl (TMS) groups using hexamethyldisilazane (HMDS), trimethylchlorosilane (TMSCI), or hexamethyldisilox-
ane (HMDSO). Table 2 of this publication shows the content oftrimethylsilyl (Si-O-TMS), ethoxy (Si-O-Et) and silanol (Si-
OH) groups determined by NMR techniques. All the prepared aerogel samples modified with TMS-groups contained
relatively high trimethylsilyl group contents (2.9-3.8 mmol/g). The content of ethoxy and silanol groups of samples 1,2 and
4 was 0.3, 0.6, 0.9 and 1.0, 1.0, 1.8 mmol/g, respectively.

[0009] Thus, silica aerogeland similar materials prepared from precursors containing alkoxy groups, particularly ethoxy
groups in the precursor system, or derived from the sol-gel and/or solvent exchange process in a solvent system that
contains significant amounts of alcohols, e.g. ethanol, will always contain substantial amounts of unhydrolyzed ethoxy
groups.

[0010] It was found, that this usual remaining ethoxy-group content leads to some noticeable drawbacks during the
practical use of such silica aerogels, particularly when integrated into mineral binder-based formulations. In such cases,
unreacted ethoxy groups tend to hydrolyse quickly in the presence of alkaline constituents of some thermal insulating
compositions, e.g. lime- or cement-based binders in aerogel containing render, cement or other mortar mixtures. The
resulting thermally insulating mineral compositions then show a significant degradation of mechanical integrity, durability
and eventually also thermal insulation performance.

[0011] The technical problem addressed by the present invention is to provide silica aerogels with increased stability
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against such alkaline compounds. An objective of the invention is that of providing a process for producing such silica
aerogels.

[0012] This objective is solved by the process for producing a hydrophobized silica aerogel according to claims 1 to 11.
[0013] The object of the present invention is a process for producing a hydrophobized silica aerogel, comprising the
following steps:

a) preparing a hydrophobized silica gel, comprising alkoxy groups wherein the silica gelis obtained by hydrolysis ofan
organosilicate selected fromthe group consisting oftetraethyl orthosilicate (TEOS), tetramethyl orthosilicate (TMOS),
tetraisopropyl orthosilicate (TPOS), and mixtures of oligomers thereof or by gelification of an inorganic precursor
selected from the group consisting of sodium silicate, waterglass, ion exchanged waterglass, silicic acid or colloidal
silica and mixtures thereof,

wherein step a) is carried out using a hydrophobizing agent activatable by an acid catalyst, the hydrophobizing agent
being selected from the group consisting of hexamethyldisiloxane, trimethylethoxysilane, and mixtures thereof;

b) drying of the hydrophobized silica gel obtained in step a);

¢) treatment of the product obtained in step b) with a gas mixture comprising water and a base or an acid.

[0014] US 3,562,177 discloses athickening agent comprising hydrophilic silica aerogel particles containing from 0.10%
10 2.5% by weight of ammonia, prepared by reacting of a silica aerogel obtained from a waterglass solution, withammonia.
However, US 3,562,177 is silent about treatment of a hydrophobized silica aerogel with water and ammonia.

[0015] It was surprisingly found that the inventive process provides hydrophobized silica aerogels with a reduced
content of residual alkoxy groups, which are particularly suitable for preparing thermal insulation composition containing
alkaline components.

[0016] In step a) of the process according to the invention, a hydrophobized silica gel is obtained. Step a) preferably
further comprises the steps ofa1) providing a mixture comprising silica sol, a2) gelation ofthe mixture obtained in step a1),
optionally a3) aging ofthe gel obtained in step a2), a4) hydrophobization of the gel obtained in step a2), and optionally a5)
solvent exchange in the gel having previously been obtained in step a2) and optionally aged in step a3).

[0017] The alkoxy groups are preferably low molecular C1 through C4 aliphatic alkoxy groups, which can be selected
fromthe group consisting of methoxy (OCHj3), ethoxy (OC,Hs), propoxy (OC3H-), and mixtures thereof. Most preferably,
alkoxy groups are ethoxy groups The silica sol can be prepared in step a1) of the process starting from a sodium silicate
(waterglass) solution, ion exchanged waterglass, silicic acid or colloidal silica and mixtures thereof. An alcohol can be
present during preparation or gelation of the sol or added later during solvent exchange and/or hydrophobization prior to
the drying ofthe resulting silica aerogel. In this case, the resulting silica aerogel usually comprises residual unhydrolyzed
alkoxy groups.

[0018] The silica gel can be obtained from the corresponding silica sol produced in step a1) by hydrolysis of an
organosilicate Si(OR),, in neat form or as a solution in an alcohol. The organosilicate may be selected from a group
consisting of tetraethyl orthosilicate (TEOS, R = C,H;), tetramethyl orthosilicate (TMOS, R = CH3), tetraisopropyl
orthosilicate (TPOS, R =i-Pr), and mixtures or oligomers thereof.

[0019] Reaction of organosilicates with water results in their hydrolysis, with the alkoxy groups (OR) bonded to silicon
being partially or completely replaced by silanol groups Si-OH, which may in turn react with one another and form siloxane
linkages (Si-O-Si) through so-called polycondensation reactions. Hydrolysis and condensation are dynamic reactions
involving many interconnected chemical equilibria thatare strongly influenced by catalysts such as acids and bases. Such
a hydrolyzate of an organosilicate, consisting of nanoscale colloid particles composed of amorphous silica having a
significant residual proportion of unhydrolyzed alkoxy groups Si-OR, usually have low viscosity and are referred to as a
silicon dioxide sol or silica sol.

[0020] The silica sol may subsequently be diluted using an organic solvent mixture consisting of an alcohol, a
hydrophobizing agent, preferably activatable by acid catalysis, and water.

[0021] It goes without saying that, in addition to alcohol, silica sol, and hydrophobizing agent, the silica sol mixture used
in step a) may contain a small proportion of water, unavoidable impurities, and certain additives customary in the
production of silica sols. This mixture may additionally comprise atleast one polymerizable functional silane and optionally
also one or more monomers capable of forming a polymer structure within the aerogel material to be produced. The
polymerizable functional silane advantageously contains groups polymerizable by free radicals, as in the case of the
conventional vinyltrialkoxysilanes such as vinyltriethoxysilane and vinyltrimethoxysilane or 3-trialkoxysilylpropyl metha-
crylates such as trimethoxysilylpropyl methacrylate or triethoxysilylpropyl methacrylate. Preferred monomers are likewise
selected from the group of substances polymerizable by free radicals, such as acrylates, vinyl chloride, styrene or
divinylbenzene. Additionally or alternatively, additives providing mechanical reinforcement, such as short fibers, for
example glass fibers or mineral fibers, may be added to the mixture containing silica sol. Aditionally, the sol may also
contain at least one organofunctional silane bearing e.g. hydrophobic groups. Such organofunctional silanes can be for
example methyltrimethoxysilane, methyltriethoxysilane, n-propyltriethoxysilane, n-propyltrimethoxysilane, n-octyl-
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triethoxysilane, n-octyltrimethoxysilane, iso-propyltriethoxysilane, iso-propyltrimethoxysilane, iso-butyltriethoxysilane,
iso-butyltrimethoxysilane, n-butyltriethoxysilane, n-butyltrimethoxysilane, 3-aminopropyltriethoxysilane, 3-aminopropyl-
trimethoxysilane.

[0022] Step a1) of the inventive process can be carried out in the presence of an alcohol selected from the group
consisting of methanol, ethanol, n-propanol, isopropanol, butanol, and mixtures thereof, ifthe precursor is an alkoxysilane
or organosilicate.

[0023] Step a1) of the inventive process can be carried out in the presence of a majority of water with optional minor
fractions of an alcohol selected from the group consisting of methanol, ethanol, n-propanol, isopropanol, butanol, and
mixtures thereof, if the precursor is an waterglass or sodium silicate, an ion exchanged sodium silicate or an oligomeric
silicic acid solution.

[0024] Intheinventive process, the silica gel can be obtained by gelification of an inorganic precursor selected fromthe
group consisting of sodium silicate, waterglass, ion exchanged waterglass, silicic acid or colloidal silica and mixtures
thereof.

[0025] Inthis case, the solvent system used during any ofthe processing operations between steps a)and b) can be an
alcohol-based solvent system.

[0026] In the production of the silica sol, catalytic amounts of an acid and substoichiometric amounts of water are
preferably added to an alcoholic solution of the organosilicate, wherein the organosilicate/water/acid molar ratio of
1:1-3.5:0.0001-0.01, more preferably of 1:1-2.5:0.0005-0.005, is adhered to. Examples of acids that may be used are
sulfuric acid, hydrogen chloride or nitric acid.

[0027] A hydrophobizing agent is understood as meaning a component that imparts hydrophobic, water-repellent
properties to an oxide surface. This is achieved through the reaction of a hydrophobizing agent with the silica surface.
Examples of typical hydrophobizing agents for silica are organosilanes, organosiloxanes, and organosilazanes. It is
known from WO0O2015/014813 A1 that some of these hydrophobizing agents are capable of being activated by acid
catalysis, which means that, in the presence of catalyticamounts of certain acids, they are able to react with a silica surface
at lower temperature and/or more rapidly than in the absence of catalyst. Examples of such hydrophobizing agents
activatable by acid catalysts, preferably used in the inventive process, include organosiloxanes and other alkylalkox-
ysilanes. Particularly suitable as hydrophobizing agents activatable by acid catalysts are hexamethyldisiloxane and
trialkylalkoxysilanes, especially trimethylalkoxysilanes such as trimethylethoxysilane and trimethylmethoxysilane. The
hydrophobizing agents activatable by acid catalysis inthe present invention are very particularly preferably selected from
the group consisting of hexamethyldisiloxane, trimethylethoxysilane, trimethylmethoxysilane, and mixtures thereof.
[0028] Step a) of the inventive process is preferably carried out using a hydrophobizing agent activatable by an acid
catalyst selected from the group consisting of hydrogen chloride, nitric acid, sulfuric acid, trimethylchlorosilane, and
mixtures thereof.

[0029] By adding a base to the mixture comprising silica sol formed in step a1) and preferable subsequent mixing, a
gelation process can be initiated in step a2) ofthe process according to the invention shortly before the final gelation and
optional aging of the gel formed in step a2) can take place in step a3).

[0030] The previously described Si-OH silanol groups formed through hydrolysis of e.g. the organosilicate groups on the
surface of the already-formed colloid particles undergo condensation in step a2), now catalyzed by addition of base,
optionally by additional heating, resulting in the formation of a three-dimensional particle network termed the silicon
dioxide gel or silica gel. The gel thus formed in an alcohol/hydrophobizing agent medium, which can also be referred to as
an "alkogel" or "organogel" if a second co-solvent different from an alcohol or a hydrophobizing agent is present in the
solvent mixture, is typically subjected to a further aging step, wherein the particle network structure is mechanically
reinforced with the formation of new chemical siloxane bonds in between the interparticle neck region. In practice, the sol
system and the amount of base added are usually chosen such that the gelation time is between 5 and 15 minutes.
[0031] The gelation ofthe silica sol, step a2) ofthe process, and optionally aging ofthe resulting silica gel, step a3) ofthe
process, is preferably carried out in the presence of a base catalyst selected fromthe group consisting of ammonia, lower
aliphatic alkylamines, aminosilanes, ammonium fluoride, alkali metal hydroxides (in particular sodium hydroxide or
potassium hydroxide), alkaline earth metal hydroxides, and mixtures thereof. Lower aliphatic amines are understood as
meaning primary, secondary or tertiary alkylamines having a molar mass of less than 500 g/mol. Examples of particularly
suitable aminosilanes are aminopropyltrimethoxysilane or aminopropyltriethoxysilane. The base catalyst is particularly
preferably selected fromthe group consisting of ammonia, ammonium fluoride or aminosilanes. The preferenceis givento
adding a dilute solution of the base catalyst in a solvent, for example a dilute alcoholic ammonia solution.

[0032] Stepa2)is preferably carried outwithin not morethan 1 hour, preferably within 30 minutes, more preferably within
10 minutes, before step a3).

[0033] Ina particular embodiment of the invention, steps a2) and a3) are carried out in one step, and the addition ofthe
base catalyst and subsequent aging of the silica sol are carried out in the same reactor.

[0034] Stepa3)may preferably be carried out atatemperature of 60°C to 130°C, more preferably of 80°Cto 120°C. The
usual duration of this step is 5 to 240 minutes, preferably 10 to 180 minutes. More preferably, step a3) of the process
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according to the invention is carried out at a temperature of 90 to 115°C within 20 to 75 minutes. Because operations are
usually carried out above the boiling point of the mixture (approx. 80°C if ethanol is used as solvent), the use of pressure
reactors is preferable for carrying out steps b2) and c).

[0035] Instep a4) ofthe process according to the invention, the hydrophobization of the silica gel produced in step a2)
can be initiated by means of adding a hydrophobization catalyst. The hydrophobization catalyst may be added to the gel or
else released directly in the silica gel.

[0036] Hydrophobizing agents activatable by acid catalysis are preferably used in the process according to the
invention. Such hydrophobizing agents are traditionally activated in the presence of Bransted acids that generate H*
or H3O* ions. The gelation process, which proceeds under slightly basic conditions, and the hydrophobizing process,
which proceeds under acidic conditions, may thus be carried outinthe same organogel as discrete operations with a clear
time separation.

[0037] In a particularly preferred embodiment of the invention, a hydrophobization catalyst is selected from the group
consisting of hydrogen chloride (gaseous or as a solution), nitric acid, sulfuric acid, trimethylchlorosilane, and mixtures
thereof. Particular preference is given to using, as hydrophobization catalysts, alcoholic solutions of hydrogen chloride,
nitric acid, sulfuric acid or trimethylchlorosilane.

[0038] Inafurtherembodimentofthe invention, the hydrophobization catalystis formed in situ in the gel by a free-radical
degradation process. The hydrophobization catalyst is advantageously formed by free-radical degradation of previously
added organochlorine compounds such as weakly stabilized or unstabilized PVC, trichloromethane, chloroacetone or
tetrachlorethylene. The hydrophobization catalyst, which is advantageously HCI, may thus be released at a desired point
intime, with release broughtabout either by electromagnetic radiation (UV, X-rays) or by conventional radicalinitiators. For
gels with high optical transparency and low thickness, photochemical free-radical degradation processes are preferred.
[0039] In a further embodiment of the invention, the hydrophobization catalyst is released in the gel by slow-release
agents, with release being optionally initiated oraccelerated by thermal activation. Inthis case, preference is given to using
as the hydrophobization catalyst hydrogen chloride, nitric acid or sulfuric acid, or precursors thereof, which are released
from"slow-release" or"controlled-release" additives present in the sol, such as microcapsules, nanocapsules or particles.
These agents are ideally activated via externally controllable process parameters such as pressure, temperature or
electromagnetic radiation (light, radio waves, microwaves).

[0040] Stepa3)and/orstepad)ofthe processaccordingtotheinventionis preferably carried outinapressurevesselata
pressure of 11020 bar, more preferably ata pressure of 1.1to 10 bar (absolute), most preferably ata pressure of 1.2to 5bar
(absolute). Atstandard pressure, the boiling point ofthe solvent mixture used is usually between 80 and 100°C. By analogy
with the example of a pressure cooker, working in the pressure vessel allows step a4) according to the invention to be
carried out at appreciably higher temperatures in the range 80-130°C, which increases the rate of reaction. This allows
both the aging and the hydrophobization time to be drastically reduced (for example an aging time reduction from24 hours
at 65°C to just 3 hours at 90°C), which results in a considerable increase in process efficiency.

[0041] Inaparticularly preferred embodiment ofthe invention, the hydrophobization of the silica according to step a4)is
carried out at a temperature of 80 to 130°C, at a pressure of 1.2 to 4 bar, within 20 to 180 minutes.

[0042] In step b) ofthe inventive process, drying of the hydrophobized silica gel obtained in step a) is carried out. This
step b) can be carried out under subcritical or supercritical conditions, preferably under subcritical conditions.

[0043] Under "subcritical conditions" it is understood that the critical parameters specific to the solvent used, such as
temperatureand pressure, are notexceeded. Under"supercritical conditions", these parameters, onthe contrary, mustbe
exceeded. Under supercritical conditions, the solvent mixture (pore liquid) used is accordingly present as a supercritical
fluid during drying. The critical temperature and critical pressure for CO, are, for example, around 31°C and around 74 bar.
[0044] In step b) ofthe process according to the invention, the volatile constituents present in the hydrophobized silica
gel, such as alcohols and residual hydrophobizing agent for example, are removed by evaporative drying, leaving behind
the ultimate aerogel structure. In this step, preferably over 95%, more preferably over 98%, of all volatile constituents are
removed. Volatile constituents of the mixture are understood as meaning all components that have a boiling point of less
than 200°C at standard pressure.

[0045] In a preferred embodiment of the invention, step b) is carried out at least partially under reduced pressure, more
preferably atan absolute pressure of 0.1to 1 bar. Drying under reduced pressure has the advantage that it may be carried
out at low temperature, i.e. with reduced thermal energy requirements. Working under reduced pressure thus achieves a
lower content of residual solvents (residual moisture) in the aerogel material at the same temperature, particularly at the
end of drying, From a process technology viewpoint, on the other hand, the transfer of heat through convective gas
exchange with the material being dried increases with increasing pressure, which in turn reduces the drying time and
boosts process efficiency. Step b) of the process according to the invention is particularly preferably carried out at a
temperature of 100 to 200°C and at a pressure of 0.1 to 4 bar.

[0046] In afurtherpreferred embodiment of the invention, during the performance of step b) a carrier gas is passed into
the reactor continuously and, after mixing with the gaseous constituents ofthe reactor, in turn exits the reactor. This allows
the drying step to be shortened considerably and/or enables the production of aerogel materials having low residual
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moisture. The carrier gas used may be nitrogen, for example. The carrier gas used is particularly preferably preheated to a
temperature of 50 to 200°C. The preheated carrier gas may advantageously be introduced into the reactor through a
pressure adjustment from 1 to 4 bar. This promotes heat transfer between the gas introduced and the solid/liquid reaction
mixture in the reactor. It has been found to be particularly advantageous when the gas input into the reactor per unittime
and reactor volume corresponds to a gas hourly space velocity (GHSV) of 150 to 1500 h-1, where:

GHSV [h™"] = Gas input into the reactor in L per hour/reactor volume in L

[0047] In step c) of the inventive process, treatment of the product obtained in step b) with a gas mixture comprising
waterand abase oran acid, preferably a sufficiently volatile one, takes place. The purpose ofthis step ¢) ofthe processisto
optimize the working together of water as a reactant and the acid or base catalyst in order to achieve a maximum degree of
hydrolysis of residual alkoxy groups, e.g. ethoxy groups, present in the hydrophobized silica gel obtained in step b) ofthe
process.

[0048] The base or the acid used in step c¢) of the process is preferably suitable for catalysing the hydrolysis of the
alkoxysilane groups Si-O-R, wherein R can be e.g. methyl, ethyl, propyl, butyl, or other alkyl groups. Such base or acid
catalysts, preferably, do not lead to the hydrolysis ofthe sterically hindered siloxyl groups, such as Si-O-SiR 15, wherein R
is preferably methyl.

[0049] The base used in step c) of the process is preferably selected from the group consisting of ammonia, lower
aliphatic alkylamines, such as trimethylamine, dimethylamine, diethylamine, and mixtures thereof.

[0050] The acid suitable for use in step c) of the process can be selected from the group consisting of volatile mineral
acids such as hydrochloric acid (HCI), hydrofluoric acid (HF), hydrobromic acid (HBr), hydroiodic acid (HI), nitric acid
(HNO;), carboxylic acids such as formic acid and acetic acid, halosilanes such as trimethylchlorosilane, and mixtures
thereof.

[0051] Water and the base or the acid are present in gas (vapour) formin step c) of the process. This can facilitate the
hydrolysis of alkoxy groups in step ¢) and makes the subsequent drying of the treated aerogel unnecessary.

[0052] Instep c)ofthe process, the molarratio of waterto the base orto the acid is preferably at least 4, more preferably
at least 5, more preferably at least 10.

[0053] The gas mixture used in step c) ofthe process according to the invention can further comprise a carrier gas, e.g.
nitrogen, air, argon.

[0054] Anaqueous solution ofthe base, e.g. of ammonia, or of the acid, e.g. of hydrochloric acid, can be vaporized by
introducing a carrier gas, e.g. nitrogen or air into this solution and thus providing a gas mixture ofthe carrier gas, waterand
the base or the acid, which can be directly used in step ¢) of the inventive process.

[0055] Thetemperature keptduring step c) ofthe inventive processis preferably 50°C to 250 °C, more preferably 75°C to
200 °C, more preferably 100°C to 180 °C, more preferably 120°C to 170 °C.

[0056] The durationofstep c)ofthe inventive process is preferably from 1 minute to 1000 minutes, more preferably from
2 minutes to 500 minutes, more preferably from 3 minutes to 200 minutes, more preferably from 4 minutes to 100 minutes,
more preferably from 5 minutes to30 minutes.

[0057] Also disclosed is a silica aerogel, comprising trimethylsiloxyl (=SiOSiMe,), alkoxysilyl (=SiOR) and silanol
(=SiOH) groups, characterized by

- an envelope density of at most 0.17 g/cms3;

- aratio of the amount of the trimethylsiloxyl groups (=SiOSiMe3) to the sum of the amount of the trimethylsiloxyl, the
alkoxysilyl and the silanol groups Ngiosimes/(Nsiosimes * Nsior + Nsion) ©f more than 0.5, preferably more than 0.6,
more preferably more than 0.7 and

- aratio ofthe amount of the alkoxysilane groups to the sum of the amount of the alkoxysilane and the silanol groups
Nsior/(Nsior * Nsion) of 0.05 to 0.35, preferably 0.10 to 0.32, more preferably 0.15 to 0.30;

wherein R is an alkyl group, preferably an alkylalkoxy group such as methyl, ethyl, propyl, butyl, more preferably
methyl or ethyl,

the amount of the trimethylsiloxyl (=SiOSiMe,) and alkoxysilyl (=SiOR) groups is determined by 'H-NMR and the
amount of the silanol (=SiOH) groups is determined by 29Si-NMR, preferably according to the protocol described in
W.J. Malfait et al. Chem. Mater. 2015, Vol. 27, pp. 6737-6745.

[0058] Envelope density of the silica aerogel is at most 0.17 g/cm3, preferably from 0.05 g/ecm3 to 0.160 g/cm3, more
preferably from 0.07 g/cm?3 to 0.150 g/cm3, more preferably from 0.08 g/cm3 to 0.140 g/cm3.

[0059] Envelope density can be determined for large grained (typically >1-2 mm) porous materials when large internal
pore volume within said material exclude a direct measurement using for example a simple buoyancy technique. In this
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case, the granular material specimen to be tested is surrounded by a medium that does not penetrate pores but conforms
to irregular surface contours to form a tight-fitting "envelope", e.g. a free-flowing dry powder medium.

[0060] Envelope density can be determined by powder pycnometry, e.g. using a GeoPyc 1360 device (Micromeritics).
[0061] The amount of the trimethylsiloxyl (=SiOSiMe,) and alkoxysilyl (=SiOR) groups is determined by TH-NMR
analysis. Particularly, quantitative solid state NMR magic angle spinning (MAS) techniques with known substance
referencing for quantification are used. The peak corresponding to the signal of the methyl of the trimethylsiloxyl
(=SiOSiMe,) group is determined. For determination of alkoxysilyl (=SiOR) groups, any proton of the alkoxy group,
whose signal does not significantly overlap with other protons in the'H spectra, can be used. For methoxy or ethoxy
groups, the protons of the methyl groups are used.

[0062] 'H-NMR spectra can be recorded with wide-bore 9.4 T magnets, corresponding to Larmor frequency of 400.2
MHz using spectral width of 249.9 ppm and acquisition time of 328 ms. applying a 24 kHz MAS rate in 2.5 mm zirconia
rotors can be used to minimize line widths. All spectra are usually collected with a recycle delay of at least 5 time the T1
relaxation time, as determined by saturation recovery experiments, to ensure their quantitative nature. Fully relaxed
spectra of adamantane and octakis(trimethylsiloxy)silsesquioxane (Q8M8) can be used for calibration of the absolute
NMR signal intensities.

[0063] The amount of the silanol (=SiOH) groups is determined by solid state MAS-29Si-NMR from the difference in Q3
species and alkoxy groups, assuming that each Q3 species is linked to either an alkoxy or a hydroxyl group.

[0064] 2°Si-NMR spectra can be recorded with wide-bore 9.4 T magnets, corresponding to Larmor frequency of 79.5
MHz using spectral width of 349.3 ppm and acquisition time of 74 ms. Bruker Avance |ll HD system applying a 4 kHz MAS
rate in 7 mm zirconia rotors can be used to minimize line widths.

[0065] All NMR spectra ('H and 29Si) are usually collected with a recycle delay of at least 5 T1, as determined by
saturation recovery experiments, to ensure their quantitative nature. Fully relaxed "TH-NMR spectra of adamantane and
octakis(trimethylsiloxy)silsesquioxane (Q8M8) can be used for calibration of the absolute TH-NMR signal intensities, 29Si-
NMR spectra of octakis(trimethylsiloxy)silsesquioxane (Q8M8) - for calibration of 29Si-NMR spectra.

[0066] All samples and standards are preferably measured on completely filled rotors to ensure that potential
inhomogeneity in sensitivity due to gradients in the ratio frequency (RF) field strength cancel out during the intensity
calibration and with sufficiently strong pulses to ensure uniform excitation: 83 kHz for 'H and 45 kHz for 29Si, respectively.
[0067] The details ofthe quantitative determination of surface functional groups on the hydrophobized silica aerogels by
NMR techniques can be found in W.J. Malfait et al. describe in Chem. Mater. 2015, 27, 6737-6745.

[0068] The silica aerogel can be prepared by the process according to the invention.

[0069] The silica aerogel preferably has particulate form, for example represents powder or granules. In the case of
powders, this is understood as meaning particles having an average numerical particle size of up to 50 um, whereas
granules usually consist of particles having an average numerical particle size of 50 pmto 10 mm.

[0070] The silica aerogel can be in the form of powder or, preferably, in the form of granules having e.g. an average
numerical particle size dgg 0of 50 pmto 10 mm, more preferably 100 umto 5 mm. The numerical average particle size of the
powder or granules can be determined according to ISO13320:2009 by laser diffraction particle size analysis. The
resulting measured particle size distributionis used to define the average dg, which represents, as the numerical average
particle size, the particle size not exceeded by 50% of all particles.

[0071] Thermal conductivity of the silica aerogel is preferably from 12 m\W/(mK) to 25 m\W/(mK) at standard pressure
and 20°C. The thermal conductivity of the aerogel bulk material in the form of powder or granules can be measured
accordingto EN 12667:2001 at an average measuring temperature of 20°C, under an atmosphere of air, and at standard
pressure.

[0072] The silica aerogel can have a BET surface area of greater than 300 m2/g, preferably of 400 m2/g to 1000 m2/g,
more preferably of 450 m2/g to 900 m2/g, more preferably of 550 m2/g to 850 m2/g. The specific surface area, also referred
to simply as BET surface area, can be determined according to DIN 9277:2014 by nitrogen adsorption in accordance with
the Brunauer-Emmett-Teller method.

[0073] The silica aerogel can be used for thermal and/or acoustic insulation.

[0074] The silica aerogel can be used as a bulk material for thermal and/or acoustic insulation, for example in thermal
insulation containers; in pasty applied formulations such as plaster, mortar, and concrete formulations; in thermally and/or
acoustically insulating coatings, for example as an energy-saving thermal insulation coating in industrial uses, as a
constituent of thermally insulating textile and film membranes for lightweight architectural construction uses.

[0075] Also disclosed is a composition for thermal and/or acoustic insulation comprising the silica aerogel.

[0076] Suchcomposition forthermaland/oracousticinsulation may be inthe form ofathermal and/oracousticinsulation
panel formed from the silica aerogel material.

[0077] Thecompositionforthermaland/oracousticinsulation orthe corresponding panel canreduce the transmission of
heat and/or sound and thus have thermal and/or acoustic insulation properties.

Examples
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Comparative example 1

[0078] A silicon dioxide sol concentrate was prepared by alcoholic hydrolysis of TEOS using a molar ratio of
TEOS/water/sulfuric acid of 1:3.0:0.001 in ethanol at room temperature and an equivalent silica content, expressed
as SiO, of 20 wt. % at 35°C. The sol concentrate was then allowed to rest overnight before use. The sol concentrate was
then diluted with HMDSO and ethanol to the final sol concentration of 5.7 wt.% SiO, equivalents such that the HMDSO
content in the sol was 30 wt.%. Thereafter, 2% by volume of a diluted ethanolic ammonia solution was added to this sol,
which resulted in gelation within 8-10 minutes. The fresh organogel was placed inside a sealed steeltube pressure vessel,
covered with a small amount of ethanol and aged at 95°C for 2h.

[0079] Following aging, the sealed tube was cooled to room temperature and carefully opened. The aged gel was then
mechanically crushed, and the gel granulate particles again placed inside the steel tube. Subsequently, a mixture of dilute
nitric acid, ethanol and HMDSO was added to barely coverthe gel particles. The steel tube was sealed again and placed
inside an oil bath at 100°C where it was kept for hydrophobization for 2h. Upon completion of the hydrophobization and
cooling to 45°C, the gel particles were recuperated and subsequently dried in a convective drying oven under nitrogen at
150° C.

[0080] The final aerogel material had an envelope density of 0.115 g/cmd and a typical packed bed thermal conductivity
of the granulate specimen of 0.0184 W/(m K). Other chemical data of the aerogel are summarized in Table 1.

Example 1: Production of an aerogel granulate material at laboratory scale

[0081] The aerogel material with residual alkoxy groups obtained in comparative example 1 was then kept inside the
same oven and the temperature ofthe oven was raised to 165°C. Once the new set temperature was reached, the oven
was briefly opened, and a thin capillary tube connected to a syringe pump positioned under the aerogel specimen and the
door closed again. The hydrolysis of ethoxy groups was now initiated by dosing a 6M aqueous ammonium hydroxide
solution at a rate of 300 mL/h. The dosing was stopped after 40 minutes, and residual water/ammonia mixture inside the
oven purged with nitrogen flow overthe course ofanother 10 minutes. The final aerogel material was then recuperated and
characterized, having an envelope density of 0.118 g/cm?3 and a typical packed bed thermal conductivity of the granulate
specimen of 0.0184 W/(m K). Other chemical data of the aerogel are summarized in Table 1.

Example 2

[0082] A procedure was identical to the one described in example 1 with the exception that the drying temperature was
160°C and thatthe ethoxy group hydrolysis step was carried out directly atthe end ofthe drying step by beginning dosing of
the ammonium hydroxide solution with the capillary having been placed at the beginning of the drying step. Physico-
chemical data of the aerogel are summarized in Table 1.

Example 3

[0083] A procedure was identical to the one described in example 1 with the exception that the ethoxy group hydrolysis
step was performed by injection of a 3M aqueous trifluouroacetic acid solution at a rate of 200 mL/h and the dosing was
maintained over a period of 25 minutes. Physico-chemical data of the aerogel are summarized in Table 1.

Example 4: Industrial production of an aerogel granulate material

[0084] The pilotplantused consisted of a stirred batch reactor for the production ofthe soland a tube bundle reactor with
top and bottomhermetically sealed lids, as well as a downstream and additionally heated hydrophobization reactor vessel,
a phase separation unit and a hybrid convection / contact dryer unit. The device periphery was made up ofthe appropriate
auxiliary units (heating, heatexchanger, condenser) and solventreservoirs as wellas storage forthe various reagents. The
tube bundle reactor consisted of a heat exchanger of parallel tubes, each with an inner diameter of 23 mm, and a jacketthat
could be purged with a heattransfer fluid medium. The reactor was mounted tothe floor ofthe factory site at a fixed angle of
19 ° to the horizontal.

[0085] Atthe beginning, 76 L ofasol consisting of 30 kg of ethanol, 30 kg of sol concentrate, 4.3 kg of waterand 25.8 kg of
HMDSO were prepared by diluting a PEDS sol concentrate with ethanoland HMDSO in a stirred reactor and preheated to
45° C. Then dilute ethanolic ammonia solution was added and the sol thus activated was transferred via atransfer line with
pressure equalization to the tube bundle reactor preheated to 60 ° C bith both lids closed. Following transfer of the sol, top
and bottom valves to the reactor were also closed, as a result of which the heat exchanger tubes, together with the gel rods
that formed, were isolated inside a tightly sealed reactor.

[0086] Thetemperature ofthe reactor was then raised to 112 ° C by heating the heat exchanger medium. The pressure
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rose rapidly to a value of 2.5 bar. After an aging time of 60 minutes, the bottom and top valves were carefully opened and the
syneresis fluid was released into the release vessel. The heating of the tube bundle heat exchanger was now reduced to
102° C. Now 18.5I of a dilute sulfuric acid solution in ethanol which had been mixed and preheated to 60 ° C inside the
stirred batch reactorwas pumped into the reactor and circulated at a constant flow of 4I/min. The hydrophobization catalyst
was then pumped for an additional 75 minutes at the same temperature.

[0087] Oncethe hydrophobization was complete, the reactor was quickly cooled to atemperature of 73°C and vented to
ambient pressure. The reactor bottom lid was opened and the resulting hydrophobized gel bars were separated from the
liquid phase by the phase separation unit and transferred to the dryer unit, where the gels were dried under a stream of
nitrogen at 160 ° C to constant weight. Afterthe drying unit, the aerogel granulate was sent through a heated tunnel with a
residencetime of 17 minutes containing an atmosphere of 1.1vol% ofammonia and 350 mbar of water vapour. Atthe end of
this tunnel, the final aerogel material was recuperated through a load lock system.

[0088] The analysis of the material showed an envelope density of 0.108 g/cm3 and a thermal conductivity of the bed of
17.9 mW/(m K). Other chemical data of the aerogel are summarized in Table 1.

Table 1: Physico-chemical properties of the prepared aerogels.

Example Envelope | Ngiosives | Nsior NsioH Nsiosime3/(NsiosiMe 3+ | Nsior/(Nsior *
density [mmolig] | [mmol/g] | [mmolig] | Nsior * Nsion) NsioH)
[g/cm3]

Comparative | 0.115 2.8 0.55 0.95 0.65 0.37

Example 1

Example 1 0.118 2.8 0.42 1.20 0.65 0.26

Example 2 0.122 2.8 0.48 1.25 0.62 0.28

Example 3 0.128 2.6 0.35 1.42 0.59 0.20

Example 4 0.108 2.7 0.31 1.52 0.60 0.17

[0089] The envelope density was measured by powder pycnometry using a GeoPyc 1360 device (Micromeritics).
[0090] The amount of the trimethylsiloxyl (=SiOSiMe;) and alkoxysilyl (=SiOR) groups is determined by 'H-NMR and
the amount ofthe silanol (=SiOH) groups is determined by 29Si-NMR, as described in W.J. Malfait et al. describe in Chem.
Mater. 2015, 27, 6737-6745.

Claims
1. A process for producing a hydrophobized silica aerogel, comprising the following steps:

a) preparing a hydrophobized silica gel comprising alkoxy groups wherein the silica gel is obtained by hydrolysis
of an organosilicate selected from the group consisting of tetraethyl orthosilicate (TEOS), tetramethyl orthosi-
licate (TMOS), tetraisopropyl orthosilicate (TPOS), and mixtures or oligomers thereof or by gelification of an
inorganic precursor selected fromthe group consisting of sodium silicate, waterglass, ion exchanged waterglass,
silicic acid or colloidal silica and mixtures thereof

wherein step a) is carried out using a hydrophobizing agent activatable by an acid catalyst, the hydrophobizing
agentbeing selected fromthe group consisting of hexamethyldisiloxane, trimethylethoxysilane, trimethylmethox-
ysilane, and mixtures thereof;

b) drying of the hydrophobized silica gel obtained in step a);

c¢) treatment of the product obtained in step b) with a gas mixture comprising water and a base or an acid.

2. The process according to claim 1, wherein the alkoxy groups are alkylalkoxy groups selected from the group
consisting of methoxy (OCHj;), ethoxy (OC,Hs), propoxy (OC3H5), and mixtures thereof.

3. The process according to claims 1 or 2, wherein step a) further comprises the steps of a1) providing a mixture
comprising silica sol, a2) gelation of the mixture obtained in step a1), optionally a3) aging of the gel obtained in step
a2), a4) hydrophobization of the gel obtained in step a2), and optionally a5) solvent exchange in the gel having
previously been obtained in step a2) and optionally aged in step a3).

4. The process according to claims 1 to 3, wherein step a1) is carried outin the presence of an alcohol selected fromthe
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group consisting of methanol, ethanol, n-propanol, isopropanol, butanol, and mixtures thereof, if the precursoris an
alkoxysilane or organosilicate or in the presence of a majority of water with optional minor fractions of an alcohol
selected fromthe group consisting of methanol, ethanol, n-propanol, isopropanol, butanol, and mixtures thereof, ifthe
precursor is an waterglass or sodium silicate, an ion exchanged sodium silicate or an oligomeric silicic acid solution.

The process according to any of claims 3 to 4, further comprising aging of the resulting silica gel in the presence of a
base catalyst selected from the group consisting of ammonia, ammonium fluoride, aminosilanes, and mixtures
thereof.

The process according to any of claims 1 to 5, wherein step b) is carried out under subcritical conditions.

The process according to any of claims 1 to 6, wherein the base used in step c) of the process is selected from the
group consisting of ammonia, lower aliphatic alkylamines, and mixtures thereof.

The process according to any of claims 1to 7, wherein the acid used in step ¢) ofthe process is selected fromthe group
consisting of volatile mineral acids such as hydrochloric acid (HCI), hydrofluoric acid (HF), hydrobromic acid (HBr),
hydroiodic acid (HI), nitric acid (HNO3), carboxylic acids such as formic acid and acetic acid, halosilanes such as
trimethylchlorosilane, and mixtures thereof.

The process according to any of claims 1 to 8, wherein step c) is conducted at the temperature of 50°C - 250 °C.
The process according to any of claims 1 to 9, wherein the duration of step ¢) is 1 minute - 1000 minutes.
The process according to claims 1 to 10, wherein an aqueous solution of the base or of the acid is vaporized by

introducing a carrier gas into this solution and thus providing a gas mixture ofthe carrier gas, water and the base orthe
acid, which is used in step c).

Patentanspriiche

1.

Verfahren zur Herstellung eines hydrophobierten Siliciumdioxid-Aerogels, umfassend die folgenden Schritte:

a) Herstellen eines hydrophobierten Kieselgels, das Alkoxygruppen umfasst, wobei das Kieselgel durch
Hydrolyse eines Organosilikats, das aus der Gruppe bestehend aus Tetraethylorthosilikat (TEOS), Tetrame-
thylorthosilikat (TMOS), Tetraisopropylorthosilikat (TPOS) und Mischungen oder Oligomeren davon ausgewahlt
wird, oder durch Gelierung eines anorganischen Vorlaufers, der aus der Gruppe bestehend aus Natriumsilikat,
Wasserglas, ionenausgetauschtem Wasserglas, Kieselséure oder kolloidalem Siliciumdioxid und Mischungen
davon ausgewahlt wird, erhalten wird,

wobei Schritt a) unter Verwendung eines durch einen sauren Katalysator aktivierbaren Hydrophobierungsmittels
durchgefuhrt wird, wobei das Hydrophobierungsmittel aus der Gruppe bestehend aus Hexamethyldisiloxan,
Trimethylethoxysilan, Trimethylmethoxysilan und Mischungen davon ausgewahlt wird;

b) Trocknen des in Schritt a) erhaltenen hydrophobierten Kieselgels;

¢) Behandeln des in Schritt b) erhaltenen Produkts mit einer Gasmischung, die Wasser und eine Base oder eine
Séure umfasst.

Verfahren nach Anspruch 1, wobei es sich bei den Alkoxygruppen um Alkylalkoxygruppen handelt, die aus der
Gruppe bestehend aus Methoxy (OCHj), Ethoxy (OC,Hsg), Propoxy (OC4;H7) und Mischungen davon ausgewahlt
sind.

Verfahren nach Anspruch 1 oder 2, wobei Schritt a) ferner die Schritte a1) Bereitstellen einer Mischung, die Kieselsol
umfasst, a2) Gelieren der in Schritta1) erhaltenen Mischung, gegebenenfalls a3) Altern des in Schritt a2) erhaltenen
Gels, a4) Hydrophobieren des in Schritt a2) erhaltenen Gels und gegebenenfalls a5) Lésungsmittelaustausch in dem
zuvor in Schritt a2) erhaltenen und gegebenenfalls in Schritt a3) gealterten Gel umfasst.

Verfahren nach den Ansprichen 1 bis 3, wobei Schritt a1) in Gegenwart eines Alkohols, das aus der Gruppe
bestehend aus Methanol, Ethanol, n-Propanol, Isopropanol, Butanol und Mischungen davon ausgewahlt wird,
durchgefuhrt wird, wenn es sich bei dem Vorlaufer um ein Alkoxysilan oder Organosilikat handelt, oderin Gegenwart
einer Uberwiegenden Menge Wasser mit fakultativen kleineren Anteilen eines Alkohols, das aus der Gruppe
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bestehend aus Methanol, Ethanol, n-Propanol, Isopropanol, Butanol, und Mischungen davon ausgewahlt wird,
durchgefuhrt wird, wenn es sich bei dem Vorlaufer um ein Wasserglas oder Natriumsilikat, ein ionenausgetauschtes
Natriumsilikat oder eine Losung von oligomerer Kieselsaure handelt.

Verfahren nach einem der Ansprliiche 3 bis 4, ferner umfassend das Altern des resultierenden Kieselgels in
Gegenwart eines Basenkatalysators, der aus der Gruppe bestehend aus Ammoniak, Ammoniumfluorid, Aminosila-
nen und Mischungen davon ausgewahlt wird.

Verfahren nach einem der Anspriiche 1 bis 5, wobei Schritt b) unter unterkritischen Bedingungen durchgefuhrt wird.

Verfahren nach einem der Anspriiche 1 bis 6, wobei die in Schritt ¢) des Verfahrens verwendete Base aus der Gruppe
bestehend aus Ammoniak, niederen aliphatischen Alkylaminen und Mischungen davon ausgewahlt wird.

Verfahren nach einemder Anspriche 1 bis 7, wobei die in Schritt ¢) des Verfahrens verwendete S&ure aus der Gruppe
bestehend aus fluchtigen Mineralséuren wie Chlorwasserstoffsaure (HCI), Fluorwasserstoffsaure (HF), Bromwas-
serstoffsaure (HBr), lodwasserstoffsaure (HI), Salpetersaure (HNO;), Carbonsauren wie Ameisensaure und Essig-
saure, Halogensilanen wie Trimethylchlorsilan und Mischungen davon ausgewahlt wird.

Verfahren nach einemder Anspriche 1 bis 8, wobei Schritt c) beider Temperaturvon 50 °C -250 °C durchgefihrt wird.
Verfahren nach einem der Anspruche 1 bis 9, wobei die Dauer von Schritt ¢) 1 Minute - 1000 Minuten betragt.
Verfahren nach den Anspriichen 1 bis 10, wobei man eine wassrige Lésung der Base oder der Saure verdampft,

indem man in diese L&sung ein Tragergas einleitet und so eine Gasmischung aus dem Tragergas, Wasser und der
Base oder der Saure bereitstellt, die in Schritt ¢) verwendet wird.

Revendications

1.

Procédé de production d’'un aérogel de silice hydrophobisé, comprenant les étapes suivantes :

a) préparation d’'un gel de silice hydrophobisé comprenant des groupes alcoxy, le gel de silice étant obtenu par
hydrolyse d'un organosilicate choisi dans le groupe constitué par l'orthosilicate de tétraéthyle (TEOS), l'or-
thosilicate de tétraméthyle (TMOS), 'orthosilicate de tétraisopropyle (TPOS) et leurs mélanges ou oligomeéres ou
par gélification d’'un précurseur inorganique choisi dans le groupe constitué par le silicate de sodium, le verre
soluble, le verre soluble ayant subi un échange d’ions, l'acide silicique ou la silice colloidale et leurs mélanges,
danslequell'étape a) est effectuée en utilisant un agent hydrophobisant activable par un catalyseur de type acide,
'agent hydrophobisant étant choisi dans le groupe constitué par '’hexaméthyldisiloxane, le triméthyléthoxysi-
lane, le triméthylméthoxysilane et leurs mélanges ;

b) séchage du gel de silice hydrophobisé obtenu a I'étape a) ;

¢) traitement du produit obtenu a I'étape b) par un mélange de gaz comprenant de 'eau et une base ou un acide.

Procédé selon la revendication 1, dans lequel les groupes alcoxy sontdes groupes alkylalcoxy choisis dans le groupe
constitué par les groupes méthoxy (OCHs), éthoxy (OC,H;), propoxy (OC3H5) et leurs mélanges.

Procédé selon la revendication 1 ou 2, dans lequel 'étape a) comprend en outre les étapes de a1) fourniture d’un
mélange comprenant un sol de silice, a2) gélification du mélange obtenu a I'étape a1), éventuellement a3)
vieillissement du gel obtenu a I'étape a2), a4) hydrophobisation du gel obtenu a I'étape a2), et éventuellement
a5)échange de solvantdansle gelayant été précédemment obtenu alétape a2) et éventuellement vieillia I'étape a3).

Procédé selon les revendications 1 a 3, dans lequel I'étape a1) est effectuée en présence d’un alcool choisi dans le
groupe constitué parle méthanol, I'éthanol, le n-propanol, l'isopropanol, le butanol, etleurs mélanges, sile précurseur
est un alcoxysilane ou un organosilicate ou en présence d’'une majorité d’eau avec éventuellement des fractions
mineures d’un alcool choisi dans le groupe constitué par le méthanol, I'éthanol, le n-propanol, lisopropanol, le
butanol, etleurs mélanges, sile précurseur est un verre soluble ou un silicate de sodium, un silicate de sodiumayant
subi un échange d’ions ou une solution d’acide silicique oligomérique.

Procédé selon 'une quelconque des revendications 3 a 4, comprenant en outre le vieillissement du gel de silice
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résultant en présence d’un catalyseur de type base choisi dans le groupe constitué par 'ammoniac, le fluorure
d’ammonium, les aminosilanes et leurs mélanges.

Procédé selon I'une quelconque des revendications 1 a 5, dans lequel I'étape b) est effectuée dans des conditions
sous-critiques.

Procédé selon 'une quelconque des revendications 1 a4 6, dans lequel la base utilisée dans I'étape ¢) du procédé est
choisie dans le groupe constitué par 'ammoniac, les alkylamines aliphatiques inférieures et leurs mélanges.

Procédé selon 'une quelconque des revendications 1 a 7, dans lequel 'acide utilisé dans I'étape c) du procédé est
choisi dans le groupe constitué par les acides minéraux volatils tels que l'acide chlorhydrique (HCI), l'acide
fluorhydrique (HF), l'acide bromhydrique (HBr), l'acide iodhydrique (HI), I'acide nitrique (HNO3), les acides carbo-
xyliques tels que l'acide formique et 'acide acétique, les halogénosilanes tels que le triméthylchlorosilane, et leurs
mélanges.

Procédé selon'une quelconque des revendications 14 8, dans lequell’étape c) estconduite & latempérature de 50 °C
a 250 °C.

Procédé selon 'une quelconque des revendications 1 a 9, dans lequel la durée de I'étape c) est de 1 minute 4 1 000
minutes.

Procédé selon les revendications 1 a 10, dans lequel une solution aqueuse de la base ou de 'acide estvaporisée par

introduction d’un gaz porteur dans cette solution et fournissant ainsi un mélange de gaz du gaz porteur, de 'eau etde
la base ou de 'acide, qui est utilisé dans I'étape c).

12
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